C 50 H 66 P4Ti 2 , orthorhombic, P21212 (no. 18), a = 14.3799(5) Å,
(31 mg, 1 mmol) were placed in a Schlenk tube and 50 mL n-hexane were added. After 20 minutes stirring, the solution became red and a red-brown solid precipitated. Filtration and drying in vacuo yielded the title compound (B) as the redbrown solid. Crystals were obtained by storing the reaction mixture at room temperature without stirring.
Experimental details
All hydrogen atoms were located by di erence Fourier syntheses, and were subsequently re ned using idealized geometries.
Discussion
Besides many group 15 compounds which interact as 2e-donor ligands (R 3 E, R 2 E(CH 2 )nER, E: N, P, As) owing to their free electron pair, the reactivity of En ligands without additional substituents is of growing interest. Generally group 15 element halides are employed for the synthesis of the desired building blocks. The direct application of elementary white phosphorus (P4) or yellow arsene (As4) as starting materials for the preparation of metal complexes is one of the current challenges [2] [3] [4] . In that direction the direct incorporation of P4 into organic molecules becomes necessary, therefore prior .
activation by coordination to transition metals proves to be convenient [5] [6] [7] [8] . Reacting the starting dinitrogen complex (A) with white phosphorus, the title compound is isolated in form of dark red crystals. The molecular structure is characterized by the formation of two P-C bonds, accompanied by the cleavage of two P-P bonds of the P4, e. g. comparable to Co-P4-Co [9] . The asymmetric unit of the unit cell contains two molecules. Changing the molecular nitrogen atom in between the two metal centers with phosphorus, the structural parameters of the metal fragment almost remain in the expected ranges. In comparison to the starting material (A), the Ti-Ct distances are slightly elongated, while the Ct-Ti-Ct angle becomes more acute. Only the C5Me5-Ti-C5H4 axes are twisted towards each other with 102.2°, while the parent compound shows a smaller torsion angle of 35.4° [1] . In contrast to the free P4 tetrahedron, the bridging P4 ligand distorts the tetrahedral arrangement due to the coordination between the two metal centers. While the P1-P1# (2.3201(16) Å) and P2-P2# (2.2163(16) Å) bond lengths are within range of the free P4 molecule [10] , the P1-P2# and P2-P1# distances of 2.721 Å indicate a cleavage of the phosphorus bonds. The newly formed Ti-P bond is in accordance with known metalorganic complexes [11] [12] [13] .
